Key indicators: single-crystal X-ray study; T = 173 K; mean (C-C) = 0.006 Å; R factor = 0.040; wR factor = 0.107; data-to-parameter ratio = 15.5.
In the crystal structure of the title compound, C 52 H 36 Br 4 O 12 S 8 ÁCH 2 Cl 2 , the thiacalix[4]arene unit adopts a 1,3-alternate conformation with an intramolecular C-HÁ Á ÁO hydrogen bond and four C-HÁ Á Á interactions, with the four 4-MeC 6 H 4 SO 3 groups located alternately above and below the virtual plane (R) defined by the four bridging S atoms. The benzene ring of each 4-MeC 6 H 4 SO 3 unit is nearly perpendicular to one of the two neighboring phenol rings with interplanar angles varying from 72.97 (13) to 78.70 (13) , while the dihedral angles between the plane (R) and the phenol rings range from 83.04 (7) to 84.30 (9) . In the supramolecular structure, a solvent-bridged dimer composed of two main molecules is formed by four intermolecular C-HÁ Á ÁO hydrogen bonds and locally creates an R 4 4 (26) motif. Such dimers associate further into chains by interdimer CClÁ Á ÁO short contacts [ClÁ Á ÁO 3.182 (5) Å ]. Finally, these chains are linked into a two-dimensional network by a combination of interchain C-BrÁ Á ÁO interactions [BrÁ Á ÁO = 3.183 (3) and 2.966 (4) Å ] as well as C-HÁ Á ÁO hydrogen bonds. (2000) . For hydrogen-bond motifs, see: Bernstein et al. (1995) . For C-XÁ Á ÁO (X = Cl, Br) short contacts, see: Lommerse et al. (1996) ; Metrangolo & Resnati (2001) . For atomic radii, see: Bondi (1964) .
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Crystal data Table 1 Hydrogen-bond geometry (Å , ).
Cg1, Cg2, Cg3 and Cg4 are the centroids of the C14-C19, C1-C6, C51-C56 and C33-C38 rings, respectively. Symmetry codes: (i) Àx þ 1; Ày þ 2; Àz; (ii) x À 1; y; z; (iii) Àx þ 1; y þ Data collection: SMART (Bruker, 1999); cell refinement: SAINT (Bruker, 1999); data reduction: SAINT; program(s) used to solve structure: SHELXS97 (Sheldrick, 2008); program(s) used to refine structure: SHELXL97 (Sheldrick, 2008); molecular graphics: SHELXTL (Sheldrick, 2008); software used to prepare material for publication: SHELXTL. 5, 11, 17, 26, 27, 8, 14, (Kumagai et al., 1997; Shokova & Kovalev, 2003; Lhoták, 2004; Morohashi et al., 2006; Guo et al., 2007) . Moreover, they are able to undergo electrophilic bromination at the upper rim and generate the corresponding dibromo or tetrabromo thiacalix[4]arene derivatives (Lhoták et al., 2001; Kasyan et al., 2003; Xu et al., 2008) , which can be further applied to construct more elaborate receptors as well as novel supramolecular systems. We report here the crystal structure of a new tetrabromo thiacalix [4] arene derivative, 5,11,17,23-tetrabromo-25,26,27,28-tetrakis(4-toluenesulfonyloxy)-2,8,14,20-tetrathiacalix[4] arene dichloromethylene solvate.
In the crystal structure of the title compound, as shown in Fig. 1 , the thiacalix[4]arene platform adopts a 1,3-alternate conformation in which the four 4-MeC 6 H 4 SO 3 groups are located alternately above and below the virtual plane (R) defined by four bridging S atoms. The dihedral angles between the plane (R) and the phenol rings vary from 83.04 (7) to 84.30 (9)°.
Such an arrangement is different from that of its analogue where four OCH 2 CO 2 Me moieties replace the four 4-MeC 6 H 4 SO 3 units, possessing a partial cone conformation (Xu et al., 2008) . Interestingly, four C-H···π interactions as well as one intramolecular C12-H12···O8 hydrogen bond (Table 1) In the supramolecular structure, non-classical C-H···O hydrogen bonds (Table 1) and C-X···O (X = Cl, Br) short contacts (Lommerse et al. 1996; Metrangolo & Resnati, 2001 ) are observed. Pairs of the thiacalix[4]arene molecules are bridged by two dichloromethylene solvents with four intermolecular C-H···O hydrogen bonds and form a solvent-bridged centrosymmetric dimer (Fig. 2) , locally creating an R 4 4 (26) motif (Bernstein et al., 1995) from atoms C53-H53A and C53-H53B at (x, y, z) and (-x, -y + 2, -z), respectively, acting as hydrogen-bond donors to atoms O5 at (-x + 1, -y +2, -z) and (x -1, y, z), and O4 at (x -1, y, z) and (-x + 1, -y +2, -z). Such dimers associate further into one-dimensional chains (Fig. 3) , approximatively along the crystallographic b axis, by interdimer C53-Cl2···O1 short contacts (Metrangolo et al. 2001) . Finally, these chains are linked into a two-dimensional network by a combination of interchain C11-Br1···O2 and C29-Br2···O1 interactions as well as C17-H17···O2 hydrogen bonds (Table 1 ). The separations between Cl2 and O1, Br1 at (-x + 1, y -1/2, -z + 1/2) and O2, and Br2 at (-x + 1, y -1/2, -z + 1/2) and O1 are 3. 
Refinement
All non-hydrogen atoms were refined with anisotropic displacement parameters. Hydrogen atoms attached to refined atoms were placed in geometrically idealized positions and refined using a riding model, with C-H = 0.93, 0.98 and 0.97 Å for aromatic, methylene and methyl H, respectively, and Uiso(H) = 1.5Ueq(C) for methyl H, and Uiso(H) = 1.2Ueq(C) for all other H atoms.
Figures Fig. 1 . The molecular structure of the title compound with displacement ellipsoids drawn at the 30% probability level for non-H atoms. 
Special details
Geometry. All esds (except the esd in the dihedral angle between two l.s. planes) are estimated using the full covariance matrix. The cell esds are taken into account individually in the estimation of esds in distances, angles and torsion angles; correlations between esds 
